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H and 13 C NMR spectra were recorded on a Bruker Avance 400 MHz spectrometer (CDCl 3 : δ 7.24 ppm ( 1 H at 400 MHz) or δ 77.0 ppm ( 13 C at 100 MHz)). HRMS analyses were performed at the Queen's Mass Spectrometry and Proteomics Unit, Kingston,
Ontario. The samples were ionized by electrospray (ESI) and detection of the ions was performed by time of flight (TOF).
Experimental procedures and full characterization data for previously reported key compounds
For the complete experimental procedure and full characterization data of starting material 23a see our previous report on the synthesis of cyclopropanated 3-aza-2-oxabicyclic alkenes [1] .
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General procedure for the acid-catalyzed ring-opening reaction of cyclopropanated 3-aza-
2-oxabicyclo[2.2.1]hept-5-enes with alcohols
In a similar manner as described before (reference [2] ), in a small screw-cap vial containing a stir-bar under an inert atmosphere, catalyst was added (0.1 equiv). Cyclopropanated 3-aza-2-oxabicyclo[2.2.1]hept-5-ene (1.0 equiv) was dissolved in alcohol (0.5 mL) and added to the reaction. The vial was sealed and secured tightly with polytetrafluoroethylene (PTFE) thread-seal tape and paraffin film. The reaction was heated to 90 °C with continuous stirring for 1-8 days.
The crude product was directly loaded onto a chromatography column and purified (EtOAC:hexanes). 
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